commercial suppliers and used without further purification. Thin layer chromatography (TLC) employed glass 0.25 mm silica gel plates. Flash chromatography columns were packed with 200-300 mesh silica gel in petroleum ether (bp. 60-90 °C) . GC-MS spectra were recorded on a Varian GCMS 3900-2100T.
NMR spectra were recorded on a Bruker Advance III spectrometers at 400 MHz (1H NMR), 101 MHz (13C NMR) in using Tetramethylsilane as an internal standard). All 1 H NMR spectra were reported in delta (δ) units, parts per million (ppm) downfield from the internal standard. Coupling constants (J) are reported in Hertz (Hz). EPR spectra were recorded at 298 K on EPR spectrometer operated at 9.4158 GHz. Table S1 . Optimization varying different solvents ii) oxygen was connected to the Schlenk tube through the side arm. Then, thiophenol 1(1.0 mmol) and alcohol 2 (3.0 mL) were successively injected in the reaction tube.
Optimization details for Photo-induced oxidative cross-coupling of thiophenol and alchohol i)
The reaction mixture was irradiated with visible light (blue light emitting diodes (LEDs) 3.0 W) with vigorously stirring at room temperature for 18-72 h (Scheme 2).
After completion of the reaction, as indicated by TLC, the pure product was obtained by flash column chromatography on silica gel using petroleum ether and ethyl acetate. 
iv) EPR experiment
EPR spectra was recorded at 298 K on EPR spectrometer operated at 9.4158 GHz. 
vi) Labelling experiments
An oven-dried schlenk tube was charged with a magnetic stir-bar, Acr with vigorously stirring at room temperature for 24 h (Scheme 2). After completion of the reaction, as indicated by TLC and GC mass, the pure product was obtained by flash column chromatography on silica gel using petroleum ether and ethyl acetate. 8, 130.3, 127.1, 115.3, 72.6, 56.3, 22.2, 10 Hz, 3H).
Characterization of intermediates and Products

1,2-bis(4-methoxyphenyl)disulfane (6a)
Yield
13
C NMR (101 MHz, DMSO-d6) δ 163.8, 130.3, 127.1, 115.3, 70.7, 56.2, 30.6, 18.5, 13.6 
